All reactions involving moisture-sensitive chemicals were carried out in flame-dried glassware with magnetic stirring under argon. TLC was performed on silica coated glass plates (silica gel 60 F 254 ) with detection by UV (254 nm) or ceric ammonium molybdate (CAM) with subsequent heating. Flash chromatography was performed on silica gel 60 (Merck, 230-400 mesh) with the indicated eluent. All solvents for chromatography were distilled prior to use. HPLC analyses were performed using a chiral stationary phase [ChiralPak AD-H (250 × 4.6 mm), ChiralCel OD (250 × 4.6 mm), Daicel Chemical Industries] employing n-hexane/i-propanol as eluents and UV-detection at 20 °C. IR-spectra were recorded on a JASCO IR-4100 (ATR), MS/HRMS-measurements were performed on a
Finnigan MAT 8200 (EI), a Finnigan MAT 95S (HR-EI), a Finnigan LCQ classic (ESI) and a Thermo Finnigan LTQ FT (HRMS-ESI).
1 H and 13 C NMR-spectra were recorded at 303 K either on a Bruker AV-360 or a Bruker AV-500 spectrometer. 
Synthesis of 5-(Dimethylamino)-2-(1`-hydroxy-2`,2`-dimethylpropyl)phenol (4)
A flame-dried Schlenk flask was purged with argon and charged with 4-dimethylamino-2-hydroxybenzaldehyde 2 2 (200 mg, 1.21 mmol) and 4 ml of dry tetrahydrofuran. 
Organocatalytic Friedel-Crafts Alkylations

General Procedure for the Synthesis of Compounds 8-11
A flame-dried Schlenk flask containing 250 mg of 4Å molecular sieve was purged with argon and charged with benzylic alcohol 3 (100 µmol) and the respective indole derivative (400 µmol) in dry trifluorotoluene (1.5 mL). Catalyst 7 (10 µmol) was added and the resulting mixture was stirred at r.t. until the starting material was completely consumed (monitored by TLC). The crude reaction mixture was purified directly by flash column chromatography on silica gel yielding the described compounds.
Synthesis of 2-(1`-[1``H-Indole-3``-yl]-2`,2`-dimethylpropyl)-5-methoxyphenol (8)
Following the general procedure, alcohol 3 (21.0 mg, 100 µmol, 1.00 equiv.) was reacted with indole (46.9 mg, 400 µmol, 4.0 equiv.) in trifluorotoluene (1.5 mL) in the presence of catalyst 7g (7.53 mg, 10 µmol, 0.1 equiv.). After purification by flash chromatography on silica gel (eluent: pentane/diethylether = 4/1 → 2/1) 30.9 mg (100 µmol, quant., 50% ee) of 8 were 
General procedure for the synthesis of compounds 12-13
A flame-dried Schlenk flask containing 250 mg of 4Å molecular sieve was purged with argon and charged with benzylic alcohol 4 (100 µmol) and the respective indole derivative (400 µmol) in dry trifluorotoluene (1.5 mL). Catalyst 7 (10 µmol) was added and the resulting mixture was stirred at r.t. for 3 days. The crude reaction mixture was purified directly by flash column chromatography on silica gel yielding the described compounds.
Synthesis of 2-(1`-[1``H-Indole-3``-yl]-2`,2`-dimethylpropyl)-5-(dimethylamino)-phenol (12)
Following the general procedure, alcohol 4 (22.3 mg, 100 µmol, 1.00 equiv.) was reacted with indole (46.9 mg, 400 µmol, 4.0 equiv.) in trifluorotoluene (1.5 mL) in the presence of catalyst 7g (7.53 mg, 10 µmol, 0.1 equiv.). After purification by flash chromatography on silica gel Least-squares refinement of 9944 reflections with the programs "APEX suite" and "SAINT" 
